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Hydroarylation Approach to Phosphacoumarins
Significance: Reported is an intramolecular hydroarylation of aryl alkynylphosphonates catalyzed by gold-silver and resulting in the formation of phosphacoumarins. The starting materials are synthesized by the reaction of terminal alkynes with chlorophosphonates using a strong base (n-BuLi) at cryogenic temperatures. Optimization studies on the cyclization reaction using mixtures of different gold and silver salts led mostly to starting material recovery and/or isolation of β-ketophosphonates. Trifluoromethanesulfonic acid (TfOH) as protic acid additive was unique in effecting the hydroarylation. Control experiments in the absence of gold, or in the absence of metals altogether, led to very poor yields of products. Surprisingly, no control experiment in the absence of silver was conducted. The substrate scope was well studied, except for absence of cases with R 2 = electron-withdrawing groups. The yields seem to be consistently good. This document was downloaded for personal use only. Unauthorized distribution is strictly prohibited.
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